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(54) Molded article and method for producing the same 



(57) An object is to provide a thermoplastic resin 
molded article concurrently having excellent heat insu- 
lating properties, rigidity, and lightness, and to provide 
a method for producing the same. A molded article 
made from a thennoplastic molding material 
comprises : a multilayer structure portion having a sur- 
face layer composed of a non-foamed type of said mold- 
ing material and an internal layer composed of a foamed 
type of said molding material; and a portion composed 
of only a non-foamed type of said molding material. The 
molded article Is produced by injecting and filling an ex- 
pandable thermoplastic molding material which is melt- 
ed in the heating cylinder that is adjusted to have the 
temperature of its tip part higher than that of its rear part, 
into a cavity having a 10 to 95% volume of the volume 
of the molded article, conducting a first cooling until the 
molding material becomes the condition that the surface 
layer contacted with the metal mold is solidified but the 
Internal layer Is melted, enlarging the volume of the cav- 
ity to the volume of the molded article to foam at least a 
part of the internal layer, and conducting a second cool- 
ing to take out the molded article. 
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D script! n 
TECHNICAL FIELD 

5 [0001 ] The present invention relates to a molded article composed of a themnoplastic molding material and a method 
for producing the same. More specifically, the present invention relates to a molded article excellent in heat insulating 
properties, rigidity, and lightness, and is suitable for parts of vehicles, parts of electrical appliances, heat or cold insu- 
lating containers, and the like, and a method for producing the same. 

10 DESCRIPTION OF THE PRIOR ART 

[0002] IVIolded articles made from a foamed thermoplastic resin or molded articles made from a foamed composition 
containing a thennoplastic resin and a filter have conventionally been proposed as thennoplastic molded articles for 
use in various usages. 

15 [0003] l^any of these molded articles used for parts of vehicles such as automobiles and motor cycles, and parts of 
electrical appliances such as copying machines, printers, and air conditioners, are required in particular to have heat 
Insulating properties in order to block heat conduction from engines and motors. Therefore, an attempt has been made 
often to use expandable molding materials. Some of daily necessities, for example, heat or cold insulating containers 
such as a cooling box are also required to be adiabatic and many of them are composed of molded articles made from 

20 expandable molding materials. 

[0004] However, if expandable materials are used to give heat Insulating properties on the resulting molded article, 
the rigidity of the entire molded article tends to lower, tt is conceivable to add a filler to molding materials in order to 
improve rigidity, however it is not easy to obtain sufficient rigidity by adding a small amount of a filler when expandable 
materials are used. If a filler is added in a large amount, the weight of molded articles is increased. Since lightness is 

25 usually required for the above-described parts, it Is disadvantageous to lose lightness. 

[0005] On the contrary, it was reported that lightness and rigidity could be improved when an Integrally molded article 
made from low-foaming synthetic resin having a non-foamed layer on its surface was used for a spindrier of a washing 
machine (Japanese Patent Application Laid-open No. 57-66798). However, since the molded article as a whole, in- 
cluding its side parts, is made from the low-foaming synthetic resin, Its rigidity, particulariy against load from upside, 

30 cannot be said to be suffbiently high. 

[0006] Accordingly, it has been desired to develop a molded article having both of rigidity and lightness, and is ex- 
cellent in heat insulating properties. 

SUMMARY OF THE INVENTION 

35 

[0007] An object of the present invention is to provide a thermoplastic molded article concurrently having excellent 
heat insulating properties, rigidity, and lightness, and to provide a method for producing the same. 
[0008] As a result of intensive investigation, the present inventors have found that the above object can be achieved 
by a molded article comprising a portion of a multilayer structure having a non-foamed surface layer and an internal 
40 foamed layer, and a non-foamed portion, and thus the present Invention has been completed. 

[0009] The present invention provides a molded article made from a thennoplastic molding material, which comprises: 
a portion of a multilayer structure having a surface layer composed of a non-foamed type of said molding material and 
an internal layer composed of a foamed type of said molding material; and a portion composed of only a non-foamed 
type of said molding material. 

45 [0010] The present invention further provides a method for producing a molded article by subjecting a thennoplastic 
molding material to Injection molding using an injection molding machine equipped with a metal mold and a heating 
cylinder, which comprises: 

a) an injection step in which the expandable thermoplastic molding material melted in the heating cylinder that is 
50 adjusted to set the temperature of its tip part to be higher than that of its rear part is injected and filled into a cavity 

of the metal mold having a 1 0 to 95% volume of the volume of the molded article; 

b) a first cooling step in which, after injection and filling, the molding material is cooled to give such a condition 
that a surface layer contacted with the metal mold is solidified, while an Internal layer is melted; 

c) a foaming step in which, after cooling, the volume of the cavity is enlarged to the volume of the molded article 
55 to foam a part of the internal layer; and 

d) a second cooling step in which, the molding material is further cooled and then the resulting molded article is 
taken out from the metal mold. 
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[001 1] The molded article according to the present invention comprises: a portion of a multilayer structure having a 
dense surface layer composed of a non-foamed molding material (hereinafter sometimes referred to as "a non-foamed 
layer") and an internal layer composed of a foamed molding material (hereinafter sometimes referred to as "a foamed 
layer"); and a dense portion composed of only a non-foamed molding material, thereby achieving remarkably high 

5 rigidity throughout the whole molded article as well as improved lightness and heat Insulating properties. 

[0012] Accordlngtothemethodof the present invention, a molded article comprising a portion of a multilayer structure 
and a non-foamed portion can be efficiently produced by an Integral molding using a single metal mold. Thus, the 
present method Is economically advantageous and it enables to provide a molded article excellent in its appearance. 
[0013] The molded article of the present invention concurrently has excellent heat insulating properties, rigidity, and 

10 lightness, and is suitable for use in parts of vehicles, parts of electric appliances, heat or cold insulating containers, 
and the like. Further, the method of the present invention enables to efficiently produce such a molded article additionally 
having excellent appearance. 

[0014] The present invention is described In detail below. 

15 (1) Themnoplastlc molding material 

[001 5] The thenmoplastic molding material used in the present invention is not particularly limited as long as it contains 
as a main component thermoplastic resin capable of repeating such a cycle that it softens and fluidizes as the tem- 
perature raises when it is heated and converted into the form that is comparatively rigid and has strength when it is 
20 cooled. If necessary, various fillers and additives can be contained. 

[0016] Examples of such thennoplastic resin include polyolefin resin such as polypropylene, polyethylene, or the 
like, polystyrene, polyvinyl chloride, polyvinylidene chloride, methacrylate resin, ABS resin, polyvinyl alcohol, ethyiene- 
vinylacetate copolymer, polyamide resin, polycarbonate, polyethylene telephthalate, potybutylene telephthalate, and 
the like. 

25 [001 7] Of those, polypropylene is particularly preferred because a comparatively light molded article can be produced 
from it, As such polypropylene, either of propylene homopolymer or propylene-a-olef in copolymer can be used. a-Olef in 
used as a component of the above-described copolymer includes ethylene, 1 -butene, 1 -pentene, 1 -hexene, 1 -octene, 
1-decene, 1-dodecene, 4-methyl-1 -pentene, 3-methyl-1 -pentene, and the like. It is preferable that the amount of a- 
olefin unit in propylene-a-olefin copolymer is not more than 10% of the total constituting unit. 

30 [001 8] Alternatively, a resin composition containing propylene homopolymer and propylene-a-olefin copolymer can 
be used. Such a resin composition may be a mixture prepared by melting and kneading propylene homopolymer and 
propylene-a-olefin copolymer or a product produced by multistage polymerization using plural polymerizers. Examples 
of the product obtained by multistage polymerization Include a composition containing propylene homopolymer and 
propylene-a-olefin copolymer (commonly called block copolymer) obtained by producing propylene homopolymerat 

35 the first stage and producing propylene-a-olefin copolymer at the second stage. 

[0019] The thermoplastic resin used in the present invention may also include modified polymer such as modified 
polypropylene by unsaturated monomers or the like. 

[0020] The melt flow rate (hereinafter referred to as "MFR") of polypropylene used based on the test condition 14 
(230 ''C ; 21 .1 8 N) in accordance with JIS(Japanese Industrial Standard)-K-721 0 is preferably 1 to 200 g/1 0 min, more 
40 preferably 2 to 1 00 g/1 0 min, particularly preferably 4 to 50 g/1 0 min, for the reason that molded articles whose thickness 
is thin can be easily formed. 

[0021] The thermoplastic molding material of the present invention may contain fillers, additives, and the like, if 
necessary. The filler may be either organic fillers or inorganic fillers. Specific examples thereof include glass fiber, 
mineral fiber, calcium carbonate, talc, kaolin clay, mica, quartz powder, diatomaceous earth, barium sulfate, pumice 

45 powder, pulp powder, carbon fiber, synthetic fiber, glass hollow fiber, and the like. Among these, particularly preferred 
are glass fiber, talc, or mica. The filler can be contained preferably in an amount of 5 to 50 wt% based on the total 
weight of the molding material for the reason that the molded articles excellent in rigidity and lightness can be obtained. 
[0022] When glass fiber is mixed with polypropylene as a filler to give the thennoplastic molding material, modified 
polypropylene can be preferably used as polypropylene because it shows excellent compatibility with glass and highly 

50 rigid molded articles can be obtained. 

[0023] The additives Include a ptasticizer, a stabilizer, an antioxidant, a weathering-preventing agent, a ultraviolet- 
absorbing agent, a colorant, a lubricant, an antistatic agent, a flame retarder, an elastomer, and the like. The foaming 
agent as described below or its decomposed product may remain during the process of producing the molded article, 
and be contained in the molding material, particularly the non-foamed type of the molding material. 

55 

(2) Molded articles 

[0024] The thermoplastic molded articles of the present invention Is made from the above-described themnoplastlc 
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molding material and a part of the molded article comprises a multilayer structure portion having a surface layer (non- 
foamed layer) composed of the non-foamed molding material and an intemal layer (foamed layer) composed of the 
foamed molding material. 

[0025] The term "non-foamed" used herein means completely not foamed or extremely low foamed condition that 
the foaming rate Is not more than 1.1. The non-foamed layer is a layer having a dense structure composed of such a 
molding material. The term "foamed" means the foamed condition, specifically, in such a manner that the foaming rate 
is not less than 1 .2, preferably 1 .5 to 10. The foamed layer is a highly foamed layer composed of a molding material 
in such a state. 

[0026] The surface layer means a layer constituting a surface (outer shell) of the mol^;jc'|irticle of the present in- 
vention and the internal layer means a layer constituting the inside (internal core) surrounded by the above surface 
layer. The proportion of the thickness of the surface layer (the sum of the thickness of the surface layers at both sides 
of the Internal layer) to the thfckness of the whole multilayer structure portion ranges preferably from 5 to 50%. If it is 
lowerthan 5%, rigidity is considerably reduced, while if it exceeds 50%, lightening and adiabatic effects are considerably 
reduced. 

[0027] If the thickness of the surface layer is fallen within the above range, the molded article having excellent rigidity, 
lightness, and heat insulating properties can be obtained. In contrast, rigidity is lowered if the surface layer is too thin, 
while lightness becomes unsatisfactory and sometimes adiathennamous is also reduced if the surface layer is too thick. 
[0028] Specifically, the thickness of the surface layer (the thickness of one side of the surface layer) ranges preferably 
from 0.2 to 2 mm, more preferably from 0.3 to 1 mm. particularly preferably from 0.3 to 0.8 mm. 
[0029] The molded article of the present invention concun-ently has a portion of a multilayer structure (hereinafter 
sometimes referred to as "multilayer structure portion") and a portion of a dense structure composed of only the non- 
foamed molding material (hereinafter sometimes referred to as "non-foamed portion"). The multilayer structure portion 
and the non-foamed portion may be combined in any way to fomn the molded article. Specifically exemplified is a 
molded article having a bottom part and at least one side part, in which an angle between the bottom part and the side 
part is 75 to 1 35Mn this case, it is preferable that one of the bottom part and the side part is formed by the multilayer 
structure portion and the other is fonned by the non-foamed portion. Furthemnore it is preferable that the bottom part 
is fonned by the multilayer structure portion and the side part is formed by the non-foamed portion. When the side part 
is fonned by the non-foamed portion having a dense structure, rigidity of the whole molded article is Improved. Partic- 
ularly, rigidity against load from upside Is improved. 

[0030] Another example of the molded article of the present invention may be a box-type molded article having a 
bottom part and a side part, in which the bottom part is formed by the multilayer structure portion and the side part is 
formed by the dense structural non-foamed portion. 

[0031] Alternatively, the molded article may comprise plural multilayer structure portions each containing a foamed 
layer having a different foaming rate from each other. An example thereof may be a molded article having a slope area 
at the end of the bottom part or the like, in which the foaming rate of the foamed layer is different between the flat area 
and the slope area of the bottom part. 

[0032] Although the size of the molded article Is not partlculariy limited, that having a volume of approximately 20 to 
5,000 cc Is preferred. 

[0033] The molded articles of the present Invention are used as parts for Industrial use, specifically, parts of vehicles, 
parts of electrical machinery and apparatus, and the like. The molded articles are also used for daily necessaries, for 
example, heat and cold insulating containers and the like. Examples of the parts of vehicles include exterior members 
of motor cars (e.g., bumper, fender), Interior members of motor cars (dash boards, lit), parts of motor cycles such as 
a kaul, a fender, a passenger-protective equipment, or a glove compartment, and the like. Examples of the parts of 
electrical machinery and apparatus include chassis of copying machines, printers, air conditioners, and the like. The 
heat and cold insulating containers are exemplified by a cooling box, an adiabatic panel, and the like. 

(3) Method for producing the molded article 

[0034] The following method Is exemplified as the method for producing the molded article according to the present 
invention. 

[0035] Namely, the molded article Is produced by subjecting the thermoplastic molding material to injection molding 
that is can-ied by the method comprising a) an injection step, b) a first cooling step, c) a foaming step, and d) a second 
cooling step, using an injection molding machine equipped with a metal mold and a heating cylinder. 

a) Injection step 

[0036] In this step, the expandable thennoplastic molding material melted in the heating cylinder is injected and filled 
in the cavity of the metal mold. 
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[0037] As the expandable thermoplastic molding material used in this step, a mixture prepared by adding a foaming 
agent to the above mentioned thermoplastic molding material is used. Examples of the foaming agent include inorganic 
compounds such as ammonium carbonate, sodium bicarbonate, or the like, organic compounds such as azo com- 
pounds, sulfohydrazlde compounds, nitroso compounds, azide compounds, or the like. The azo compounds are ex- 
5 emplified by azodicarbonamide (ADCA), 2,2-azoisobutyronitrile, azohexahydrobenzonitrile, diazoamlnobenzene, and 
the like. The sulfohydrazlde compounds include benzenesulfohydrazide, benzene-1 ,3-disulfohydrazlde, diphenylsul- 
fon-3,3-disulfohydrazlde, diphenyloxido-4,4-disu!fohydrazlde, and the like. The nitroso compounds Include N,N-dini- - 
trosopentamethylenetetramine (DNPT), N, N-dimethyltelephthalate, and the like. The azide compounds include tel- 
ephthatazide, p-tert-butylbenzazide, and the like. 

/o [0038] The expandable themioplastic molding material can be prepared by, for example, adding a foaming agent to 
the thermoplastic molding material described above in an amount of 0.5 to 5 wt% based on the weight of the thermo- 
plastic molding material and subjecting the resulting mixture to dry blending using a tumbler or the like. 
[0039] The thus-obtained expandable thermoplastic molding material is melted in the heating cylinder and injected 
into the cavity. In this occasion, the set temperature of the tip part of the inside of the heating cylinder is adjusted to 

^5 be higher than the set temperature of its rear part so as to suppress foaming of the expandable thennoplastto molding 
material in the cylinder. Therefore, the molding material can be introduced into the cavity in the non-foamed state and 
it is economically advantageous in that the amount of the foaming agent can be reduced. The tip part of the heating 
cylinder means the region closest to a nozzle part which is connected to the metal mold in the cylinder, while the rear 
part means the region closest to the hopper part for introducing the molding material. The difference between the set 

20 temperature of the tip part and that of the rear part ranges preferably from 20 to 1 00 ''C, more preferably from 20 to 
70 ''C, particularly preferably from 30 to 60 °C. The temperature of the heating cylinder can usually be adjusted using 
plural band heaters or the like, which cover the certain region. Therefore, the desired temperature difference between 
the tip part and the rear part can be set by adjusting the set temperature of each band heater to give a difference in 
the temperature within the above-described range. 

25 [0040] The back pressure at the time of injection and filling is preferably adjusted to not less than 50 kg/cm^, which 
makes it possible to suppress foaming of the molding material in the heating cylinder. The back pressure Is more 
preferably not less than 70 kg/cm2, particularly preferably not less than 100 kg/cm2. in this way, the expandable ther- 
moplastic molding material is injected and filled in the metal mold for injection molding in the non-foamed state. 
[0041] The volume of the cavity of the metal mold at the time of injection and filling is 10 to 95%, preferably 20 to 

50 70% of the volume of the desired molded article. Within this range, the volume of the cavity can be determined taking 
account of the total volume of the desired molded article and the volume and the desired foaming rate of the foamed 
layer in the multilayer structure portion of the molded article. 

[0042] Specifically, the volume of the cavity at the time of injection and filling can be calculated by dividing the volume 
of the foamd layer In the multilayer structure portion of the desired molded article by the desired foaming rate of the 

35 foamed layer and adding the resulting volume, the volume of the non-foamed surface layer of the multilayer structure 
portion and the volume of the non-foamed portion of the desired molded article. For example, if the foaming rate of the 
foamed layer in the multilayer structure portion of the desired molded article is 2, the volume of the cavity at the time 
of injection and filling may be adjusted to the volume calculated by adding a 50% volume of the volume of the foamed 
layer in the multilayer structure portion, the volume of the non-foamed surface layer of the multilayer structure portion 

40 and the volume of the non-foamed portion of the desired molded article. 

[0043] If the volume of the cavity at the time of injection and filling is less than 10% volume of the volume of the 
desired molded article, the gradient of the pressure forced on the expandable thermoplastic molding material at the 
time of filling becomes large, which sometimes prevents uniform filling. On the other hand, the volume of the cavity 
exceeds 95%, the pressure forced on the expandable themnoplastic molding material at the time of filling is temporarily 

45 lowered and foaming sometimes begins to occur before the completion of the filling, 

[0044] The volume of the cavity can be enlarged by, for example, moving the metal mold by means of the molding 
clamp mechanism of the injection molding machine or moving the slide core attached to the metal mold. Though the 
metal mold used in the present invention is not particularly limited as long as it can be usually used for injection molding, 
one capable of artaltrarily changing the volume of the cavity can be used. The volume of the cavity may be changed 

50 by manual operation. It is desirable that the change of the volume of the cavity can be controlled by the molding machine 
or the mechanism of the metal molding by itself. In other words, it is preferable to use an apparatus having such a 
mechanism that moving and stopping of the metal mold or the slide core can be arbitrarily controlled. 

b) First cooling step 

55 

[0045] After the injection and filling of the expandable thermoplastic molding material into the cavity, the molding 
material is cooled to reach the condition that the surface layer contacted with the surface of the metal mold is solidified 
and the internal layer is melted (first cooling). 
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[0046] Preferably, the molding material is cooled until when the thickness of the solidified portion of the surface layer 
becomes the range from 0.2 to 2 mm. Specifically, after completion of the injection and filling, the cooling is effected 
by retaining the condition of the cavity, which has a 10 to 95% volume of the volume of the desired molded article, for 
a prescribed period using the cooling mechanism of the metal mold for injection molding. Though the retaining time 
can be determined empirically depending on the type of the themioplastic molding material, the size of the molded 
article, the using metal mold, or the like, it usually ranges from 1 to 20 seconds. If the retaining time is fallen within the 
above range, the thickness of the surface layer and the foaming rate of the internal layer become satisfiable. and the 
molded article having excellent rigidity and heat insulating properties can be obtained. 

c) Foaming step 

[0047] After the above cooling step, the volume of the cavity is enlarged to the volume of the molded article and a 
part of the melted internal layer is foamed. Namely, the expandable themaoplastic molding material in the melted state 
begins to foam as the volume is enlarged and the pressure is lowered. However, the already solidffied surface layer 
does not foam if the pressure is lowered and it keeps the dense non-foamed state if the foaming agent is contained 
In this way, the multilayer structure portion having the non-foamed surface layer and the foamed intemal layer is formed 
The portion whose volume does not enlarge when the metal mold is moved becomes a dense non-foamed portion. 
For example, when a molded article having a bottom part and a side part which makes an angle of 90° against the 
bottom part is produced using a metal mold which moves In the vertical direction against the bottom part, the volume 
of the side part is adjusted not to change though the volume of the bottom part enlarges as the metal mold moves so 
that the bottom part can become the multilayer structure portion and the side part can become the non-foamed portion. 
[0048] In the case of the molded article having the bottom part and the side part where the slope area is made at 
the end of the bottom part or the like, if the metal mold which moves in the vertical direction against the bottom part is 
used, the flat area of the bottom part vertical against the moving direction of the metal mold and the slope area show 
different proportions of the volume which enlarges as the metal mold moves and, therefore, show different foaming 
rates. The thus-obtained molded article has a multilayer structure portion containing the foamed layers each having 
different foaming rates. 

d) Second cooling step 

[0049] According to the present invention, the molding material is further cooled (second cooling) after the foaming 
step and then the resulting molded article is taken out from the metal mold to give the molded article of the present 
invention. The cooling time is not particulariy limited as long as the molded article can be taken out. 

BRIEF DESCRIPTION OF THE DRAWINGS 

[0050] Fig. 1 shows a molded article of Example 1 . In Fig. 1 , (a) Is a front view, (b) is a side view, (c) is a top view, 
(d) is a perspective view, (e) is a sectional view of the top view (c) at X-X\ and (f) is a perapective view of the rigidity 
test sample cut at Y-Y' and Z-Z' of the front view (a). 

[0051] Fig. 2 shows the process of producing the molded article of Example 1 . In Fig. 2. (I) depicts a state before 
mold clamp of the metal mold for Injection molding, (II) depicts a state after mold clamp of the metal mold. (Ill) depicts 
a state during the first cooling after injection molding of the expandable themioplastte molding material, (IV) depicts a 
state during the second cooling of the molded article after the foaming step, and (V) depicts a state of mold opening 
after the second cooling. 

[0052] Fig. 3 shows a sectional view of the molded article of Comparative Example 1 . 
[0053] Fig. 4 shows a sectional view of the molded article of Comparative Example 2. 

[0054] Fig. 5 shows the molded article of Example 2. In Fig. 5, (a) is a front view, (b) is a side view, (c) is a top view 
(d) ts a perspective view, (e) is a sectional view of the top view (c) at X-X', and (0 is a perspective view of the rigidity 
test sample cut at Y-Y* of the front view (a). 

[0055] Fig. 6 shows a sectional view of the molded article of Comparative Example 3. 
[0056] Fig. 7 shows a sectional view of the molded article of Comparative Example 4. 

[0057] Fig. 8 shows the molded article of Example 3. In Fig. 8, (a) is a front view, (b) is a side view, (c) is a top view 
(d) IS a perspective view, (e) is a sectional view of the top view (c) at X-X', and (f) is a perspective view of the rigidity 
test sample cut at Y-Y' of the front view (a). 

[0058] Fig. 9 shows the molded article of Example 4. In Fig. 9. (a) is a front view, (b) is a side view, (c) is a top view 
(d) IS a perspective view, (e) is a sectional view of the top view (c) at X-X', and (0 is a perspective view of the rigidity 
test sample cut at Y-Y' of the front view (a). 
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DESCRIPTION OF THE PREFERRED EMBODIMENTS 

[0059] The present Invention will be described in more detail with reference to the following Exannples and Compar- 
ative Examples. The evaluation methods applied in Examples are as follows. 

5 

(1) Heat Insulating properties 

[0060] A sample having the size of 50 mm x 1 00 mm was cut out from the bottom part of the molded article and Its 
heat conductivity was measured in accordance with ASTEM-D-2320 (probe method) to regard it as one of the Indexes 

10 of heat insulating properties (unit: kcal/m • H • ''C). The less the heat conductivity value is, the more excellent heat 
insulating properties is. 

(2) Rigidity 

15 [0061 ] A predetermined sample was cut out from th e molded article and was subjected to a bending test in accordance 
with JIS-K-7203 to determine a maximum bending load which was regarded as one of indexes of rigidity of the molded 
article. The larger the maximum bending load value is, the more excellent rigidity is. 

(3) Lightness 

20 

[0062] The total weight of the molded article was measured. 

(4) Foaming rate 

25 [0063] A sample having the size of 50 mm x 1 00 mm was cut out from the foamed portion of the molded article to 
measure its specific gravity. Foaming rate in the present description Is value which obtained by dividing the specific 
gravity of the sample from the molded article described above by that of the standard product. The standard product 

is the molded article obtained from the molding material used in Examples and Comparative Examples, but not con- 
taining the foaming agent (only propylene homopolymer) as well as in Comparative Example 2 as described below 
30 using the same molding machine, metal mold, and molding conditions except for the step of enlargement of the cavity. 

EXAMPLE 1 

[0064] Propylene homopolymer having the MFR of 4.5 g/10 min and the melting point of 164 ''C was mixed with 

35 azodlcarbonamlde with mixing ratio of 98.5 wt% : 1 .5 wt% (propylene homopolymer : azodicarbon amide) and the mix- 
ture was stirred in a tumbler mixer to give a expandable thermoplastic molding material. An injection molding machine 
equipped with a heating cylinder of which screw diameter was 90 mm and having five band heaters, and a molding 
clamp controller which had a maximum molding clamping force of 650 T was used. The temperature of each band 
heater of the heating cylinder was set to 230 ''C, 230 °C, 230 °C, 210 "C, and 180 '^C In this order from the tip part to 

40 the rear part. The back pressure and the temperature of cooling water of the metal mold were adjusted to 1 00 kg/cm^ 
and 40 ""C, respectively. The thickness of the cavity (between the mobile mold and the fixed mold), which was corre- 
sponding to the bottom part of the molded article, was adjusted to 2.5 mm and the total volume of the cavity was 
adjusted to 39 cc. Then, 35 g of the above mentioned molding material in a melted state was injected and filled into 
the cavity. Ten seconds after completion of the injection, the mobile metal mold was moved back by 2.5 mm to give a 

45 total volume of the cavity of 68 cc. After cooling for 60 seconds, the molded article was obtained. 

[0065] The shape of the resulting molded article was shown in Fig. 1 . In Fig. 1 , (a) is a front view, (b) Is a side view, 
(c) is a top view, (d) is a perspective view, and (e) is a sectional view of the top view (c) at X-X'. In this sectional view, 
A stands for a foamed part which has foaming rate of 2 and B stands for a non-foamed part. 
[0066] This molded article has such a stmcture that the bottom part Is a multilayer structure portion constituted by 

50 a surface layer composed of a non-foamed part and an internal layer composed of a foamed part and two side parts 
which are non-foamed portions composed of only non-foamed parts are formed on the upside of the bottom part so 
as to give an angle between the bottom part and the each side part of 90"* respectlvery. The thickness of the surface 
layer of the multilayer structure portion is 0.5 mm. In the figure, the numerals stand for the size (unit: mm) of the molded 
article (hereinafter the same shall apply). 

55 [0067] The method for producing this molded article is demonstrated with reference to Fig. 2. 

[0068] In Fig. 2, (I) shows the state prior to mold clamping of the metal mold for injection molding used In Example 
1 , wherein 1 represents a mobile metal mold, 2 represents a fixed metal mold, 3 represents a gate part, and 4 represents 
a cavity. In the figure, (II) shows the state after mold clamping of the metal moid, in the figure, (111) shows the state 
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during the first cooling after injection and filling of the expandable thenmoplastic molding material from the gate 3. In 
the figure, (IV) shows the state during the second cooling of the molded article after the foaming step. In the figure. 
(V) shows the state of mold opening after the second cooling. 

[0069] Namely, at first the thickness of the cavity corresponding to the bottom part of the molded article was adjusted 
5 to 2.5 mm and mold clamping was effected (see Fig. 2 (il)) using the metal mold for injection molding composed of the 
mobile metal mold 1 and the fixed metal mold 2 as shown In Fig. 2 (I) . Then, the melted molding material described 
above was injected and filled into the cavity and cooled for 10 seconds after completion of the injection (first cooling: 
see Fig. 2 (III)). In this occasion, the molding material was in a non-foamed state (see B in Fig. 2) since It was pressured. 
[0070] After the first cooling, the mobile metal mold was moved back by 2.5 mm. In this occasion, the surface layer 
10 of the part which would become the bottom part was solidified, while the internal layer was in a melted state and thus 
foamed to fonn a foamed layer (see A in Fig. 2). The volumes of the parts which would become the side parts were 
not substantially enlarged to form non-foamed parts. After the foaming step, the mold was cooled for 60 seconds 
(second cooling : see Fig. 2 (tV)). 

[0071] After the second cooling, mold opening was effected to take out the molded article (see Fig. 2 (V)). In the 
IS molded article shown in Fig. 1 , the bottom part was made to have a multilayer structure of the foamed layer and the 
non-foamed layer and the side parts were made non-foamed parts, by using the above mentioned metal mold. 
[0072] The results of evaluation of this molded article are shown in Table 1 . Further, a perspective view of the sample 
used for the rigidity test is shown in Fig. 1 (f). This sample was obtained by cutting at Y-Y' and Z-Z in Fig. 1 (a). 

20 COMPARATIVE EXAMPLE 1 

[0073] Propylene homopolymer having the MFR of 4.5 g/10 min and the melting point of 1 64 **C was mixed with 
azodicariaonamide with mixing ratio of 98.5 wt% : 1 .5 wt% (propylene homopolymer : azodicarbonamide) and the mix- 
ture was stirred in the same manner as in Example 1 to give a expandable themnoplastic molding material. The molding 

25 material was molded by usual method for Injection and expansion molding using an injection molding machine to obtain 
a molded article having the foaming rate of 2 and the size of 200 mm x 40 mm x 1 50 mm. The resulting molded article 
was made into the same size of that of Example 1 by cutting or the like. Fig. 3 shows a sectional view of the molded 
article cut at the same position (X-X' in Fig. 1 (c)) as in Example 1 . As can be seen in Fig. 3, this molded article is 
composed of only a foamed part as a whole. 

30 [0074] The results of evaluation of this molded article are shown in Table 1 . The sample used in the rigidity test was 
obtained by cutting at the same position (Y-Y' and Z-Z' in Fig. 1 (a)) as in Example 1. 

COMPARATIVE EXAMPLE 2 

35 [0075] A molded article having the same size as described in Example 1 was obtained using propylene homopolymer 
having MFR of 4.5 g/10 min and a melting point of 164 *'C as a thennoplastic molding material and using the same 
injection molding machine as in Example 1 without the foaming step. Fig. 4 shows a sectional view of the molded article 
cut at the same position (X-X' in Fig. 1 (c)) as in Example 1 . In this molded article, the molding material does not contain 
a foaming agent and , as shown in Fig, 4, both of the surface layer and the internal layer are composed of the non- 

40 foamed part. 

[0076] The result of evaluation of this molded article are shown in Table 1 . The sample used in the rigidity test was 
obtained by cutting at the same position (Y-Y* and Z-Z' in Fig. 1 (a)) as in Example 1. 

EXAMPLE 2 

45 

[0077] Propylene homopolymer having the MFR of 4.5 g/10 min and the melting point of 164 °C was mixed with 
azodicarbonamide with mixing ratio of 98.5 wt% : 1 .5 wt% (propylene homopolymer : azodicarbonamide) and the mix- 
ture was stirred in the same manner as in Example 1 to give a expandable themfioplastic molding material. The same 
injection molding machine as in Example 1 except for the shape of the mobile mold was used. The temperature of 

50 each band heater of the heating cylinder was set to 230 *C, 230 '^C, 230 *'C, and 21 0 *G from the tip part and 1 80 'C 
at the rear part. The back pressure and the temperature of cooling water of the metal mold were adjusted to 100 kg/ 
cm2 and 40 ''C, respectively. The thickness of the cavity (between the mobile mold and the fixed mold), which was 
corresponding to the bottom part of the molded article, was adjusted to 2.5 mm and the total volume of the cavity was 
adjusted to 39 cc. Then, 35 g of the above mentioned molding material in a melted state was injected and filled into 

55 the cavity. Ten seconds after completion of the injection, the mobile metal mold was moved back by 2.5 mm to give a 
total volume of the cavity of 68 cc. After cooling for 60 seconds, the molded article was obtained. 
[0078] The shape of the resulting molded article was shown in Fig. 5. In Fig. 5, (a) is a front view, (b) is a side view, 
(c) is a top view, (d) Is a perspective view, and (e) is a sectional view of the top view (c) at X-X*. In this sectional view. 
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A stands for a foamed part which has foaming rate of 2 and B stands for a non-foamed part. 
[0079] This molded article has such a structure that the bottom part is a multiiayer structure portion constituted by 
a surface layer composed of a non-foamed part and an interna! layer composed of a foamed part and two side parts 
composed of only non-foamed parts are formed on the both ends of the upside of the bottom part so as to give an 
s angle between the bottom part and the each side part of 90*" respectively. The thickness of the surface layer of the 
multilayer structure portion is 0.5 mm. 

[0080] The results of evaluation of this molded article are shown in Table 1 . Further, a perspective view of the sample 
used for the evaluation of rigidity is shown in Fig. 5 (f). This sample was obtained by cutting at Y-Y' in Fig. 5 (a). 

10 CQMPAFiATIVE EXAMPLE 3 

[0081] Propylene homopolymer having the MFR of 4.5 g/10 min and the melting point of 164 was mixed with 
azodicarbonamlde with mixing ratio of 98.5 wt% : 1 .5 wt% (propylene homopolymer : azodicartonamide) and the mix- 
ture was stirred In the same manner as in Example 2 to give a expandable thermoplastic molding material. The molding 

15 material was molded by usual method for injection and expansion molding using an Injection molding machine to obtain 
a molded article having the foaming rate of 2 and the size of 200 mm x 40 mm x 1 50 mm. The resulting molded article 
was made into the same size of that of Example 2 by cutting or the like. Fig. 6 shows a sectional view of the molded 
article cut at the same position (X-X' in Fig. 5 (c)) as in Example 2. As can be seen in Fig. 6, this molded article composed 
of only a foamed part as a whole. The results of evaluation of this molded article are shown in Table 1 . The sample 

20 used in the rigidity test was obtained by cutting at the same position (Y-V* n Fig. 5 (a)) as in Example 2. 

COMPARATIVE EXAMPLE 4 

[0082] A molded article having the same size as described in Example 2 was obtained using propylene homopolymer 
25 having MFR of 4.5 g/1 0 min and a melting point of 164 °C as a thermoplastic molding material and using the same 
Injection molding machine as In Example 2 without the foaming step. Fig. 7 shows a sectional view of the molded article 
cut at the same position (X-X' In Fig. 5 (c)) as in Example 2. In this molded article, the molding material does not contain 
a foaming agent and , as shown In Fig. 7, both of the surface layer and the Internal layer are composed of the non- 
foamed part. The result of evaluation of this molded article are shown in Table 1 . The sample used in the rigidity test 
30 was obtained by cutting at the same position (Y-Y' in Fig. 5 (a)) as In Example 2. 

EXAMPLES 

[0083] Propylene homopolymer having the MFR of 4.5 g/10 min and the melting point of 164 ""C was mixed with 
35 azodicarbonamlde with mixing ratio of 98.5 wt% : 1 .5 wt% (propylene homopolymer : azodicarbonamlde) and the mix- 
ture was stirred in the same manner as in Example 1 to give a expandable thennoplastic molding material. The same 
injection molding machine as in Example 1 except for the shape of the mold was used. The temperature of each band 
heater of the heating cylinder was set to 230 ""C, 230 ^'C, 230 °C, and 21 0 ^'C from the tip part and 1 80 ""C at the rear 
part. The back pressure and the temperature of cooling water of the metal mold were adjusted to 100 kg/cm^ and 40 
40 »c, respectively. The thickness of the cavity (between the mobile mold and the fixed mold), which was corresponding 
to the bottom part of the molded article, was adjusted to 2.5 mm and the total volume of the cavity was adjusted to 34 
cc. Then, 31 g of the above mentioned molding material in a melted state was injected and filled into the cavity. Ten 
seconds after completion of the Injection, the mobile metal mold was moved back by 2.5 mm to give a total volume of 
the cavity of 64 cc. After cooling for 60 seconds, the molded article was obtained. 
45 [0084] The shape of the resulting molded article was shown In Fig. 8. In Fig. 8, (a) is a front view, (b) Is a side view, 
(c) Is a top view, (d) is a perspective view, and (e) Is a sectional view of the top view (c) at X-X*. In this sectional view, 
A stands for a foamed part showing the foaming rate of 2, A' for a foamed part showing the foaming rate of 1 .7, and 
B stands for a non-foamed part. 

[0085] This molded article has a bottom part, side parts which make an angle of 90° against the bottom part, and a 
50 slope part at the boundary of the bottom part and the side parts, and its sectional view shows a U-shape. The bottom 
part and the slope part are constituted by surface layers composed of non-foamed parts and internal layers composed 
of foamed parts and the foaming rate of the foamed part in the bottom part is higher than that of the slope part. The 
side parts are composed of only non-foamed parts. The thickness of each of the surface layer is 0.5 mm. 
[0086] The results of evaluation of this molded article are shown in Table 1 . Further, a perspective view of the sample 
55 used for the evaluation of rigidity is shown in Fig. 8 (f). This sample was obtained by cutting at Y-Y' in Fig. 8 (a). 
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EXAMPLE 4 

[0087] Propylene homo polymer having the MFR of 4.5 g/10 min and the melting point of 164 °C was mixed with 
azodicarbonamide with mixing ratio of 98.5 wt% : 1 .5 wt% (propylene homopotymer : azodicarbonamide) and the mix- 
ture was stirred in the same manner as in Example 1 to give a expandable thermoplastic molding material. The same 
injection molding machine as in Example 1 except for the shape of the mold was used. The temperature of each band 
heater of the heating cylinder was set to 230 ^C, 230 '^C, 230 ''C, and 21 0 ''C from the tip part and 1 80 ^'C at the rear 
part. The back pressure and the temperature of cooling water of the metal mold were adjusted to 100 kg/cm2 and 40 
respectively. The thickness of the cavity (between the mobile mold and the fixed mold), which was corresponding 
to the bottom part of the molded article, was adjusted to 2.5 mm and the total volume of the cavity was adjusted to 48 
cc. Then, 43 g of the above mentioned molding material In a melted state was injected and filled into the cavity. Ten 
seconds after completion of the injection, the mobile metal mold was moved back by 2.5 mm to give a total volume of 
the cavity of 78 cc. After cooling for 60 seconds, the molded article was obtained. 

[0088] The shape of the resulting molded article was shown in Fig. 9. In Fig. 9, (a) is a front view, (b) Is a side view, 
(c) is a top view, (d) is a perspective view, and (e) is a sectional view of the top view (c) at X-X'. In this sectional view, 
A stands for a foamed part showing the foaming rate of 2, A' for a foamed part showing the foaming rate of 1 .7, and 
B stands for a non-foamed part. 

[0089] This molded article is a box-type molded article having a bottom part, four side parts (two sets) which make 
an angle of 90° against the bottom part, and a slope part at the boundary of the bottom part and the side parts. The 
bottom part and the slope part are constituted by surface layers composed of non-foamed parts and internal layers 
composed of foamed parts and the foaming rate of the foamed part in the bottom part is higher than that of the slope 
part. The side parts are composed of only non-foamed parts. The thickness of each of the surface layer is 0.6 mm. 
[0090] The results of evaluation of this molded article are shown In Table 1 . Further, a perspective view of the sample 
used for the evaluation of rigidity is shown in Fig. 9 (f). This sample was obtained by cutting at Y-Y' in Fig. 9 (a). 



Table 1 





Heat insulating properties kcal/m • H • ° C 


Rigidity (N) 


Lightness (g) (Volume) 


Example 1 


0.08 


390 


35 (68cc) 


Comparative Example 1 


0.08 


220 


31 (68cc) 


Comparative Example 2 


0.22 


430 


62 (68cc) 


Example 2 


0.08 


350 


35 (68cc) 


Comparative Example 3 


0.08 


180 


31 (68cc) 


Comparative Example 4 


0.22 


410 


62 (68cc) 


Example 3 


0.08 


340 


35 (64cc) 


Example 4 


0.08 


350 


43 (78cc) 



[0091] As can be seen from the results of the above Examples, the molded articles of Comparative Example 1 and 
Comparative Example 3 both of which are composed of only the foamed parts are excellent in heat insulating properties 
and lightness but are inferior in rigidity. On the other hand, the molded articles of Comparative Example 2 and Com- 
parative Example 4 are excellent in rigidity but exert low heat insulating properties and poor lightness since their weights 
are heavy. In contrast, the molded articles of Examples 1 to 4 show high heat insulating properties, excellent rigidity, 
and can keep tightness. 



Claims 

1 . A method for producing a molded article by subjecting a thermoplastic molding material to injection molding using 
an injection molding machine equipped with a metal mold and a heating cylinder, which comprises: 

a) an injection step in which the expandable themioplastic molding material melted in the heating cylinder that 
is adjusted to set the temperature of its tip part to be higher than that of its rear part, is injected and filled into 
a cavity of the metal mold having a 1 0 to 95% volume of the volume of the molded article; 

b) a first cooling step in which, after injection and filling, the molding material is cooled to give such a condition 
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that a surface layer contacted with the metal mold is solidified, while an internal layer is melted; 

c) a foaming step in which, after cooling, the volume of the cavity is enlarged to the volume of the molded 
article to foam a part of the internal layer; and 

d) a second cooling step in which, the molding material is further cooied and then the resulting molded article 
is taken out from the metal moid, with the proviso that the molded article is not a molded article made from a 

)p) thermoplastic molding material which comprises: 

a first portion of a multilayer structure having a surface layer composed of said molding material which Is 
non-foamed and an internal layer composed of said molding material which is foamed; and 
a second portion composed of only said molding material which Is non-foamed and Joined to the surface 
layer of the first portion, 

wherein the first portion has a slope area at an end of said first portion, and the internal layer has a foaming 
rate that is different between a flat area and the slope area of the first portion. 

A method as claimed in claim 1 , wherein the back pressure of said heating cylinder is set to not less than 50 kg/ 
cnn^ in said injection step. 



EP 1 208 954 A2 



2,0,^5 55 2.5 20 



Y 



I 

r 



r 

(a) 



(c) 



(e) 



FIG, 1 



12 



EP 1 208 954 A2 




F I G, 2 



13 



EP 1 208 954 A2 




F I G. 4 



14 



EP 1 208 954 A2 

« 




FIG. 5 



15 



EP 1 208 954 A2 



FIG. 6 




EP 1 208 954 A2 



2.55 -85 5 2.5 

J.I. t 1 I 




F I G. 8 



17 



EP 1 208 954 A2 




F I G. 9 



18 



(19) 




Europaisches Patentamt 
European Patent Office 
Office europ ' n des brevets 





(11) 



EP 1 208 954 A3 



(12) 



EUROPEAN PATENT APPLICATION 



{OO) 




i«t r^i 7. ROOr^ AA/HA ROQP AA/Oft 
(31) intCI/: D&9W 44/114, D^9V^ 44/UO 




12 06 2002 Bulletin 2002/24 




nQto f\\ r>i ihllootiAn AO' 
Ul puUilOallUil r\^. 






29 05 2002 Bulletin 2002/22 






A\ppiicaLiun numusr . u&uu it i / . i 






Date of filina* 31 10 1997 




(84) 


Designated Contracting States: 


(72) Inventors: 




DE 


• KImura, MIklhiko 






Sayama-shi, Saitama 350-13 (JP) 


(30) 


Priority: 01.11.1996 JP 29209996 


• Honda, KouichI 






Ichihara-shi, Chiba (JP) 


(62) 


Document number(s) of the earlier appllcatlon(s) In 


• Yoshizaki, Mlchio 




accordance with Art. 76 EPC: 


Ichlhara-shI, Chiba (JP) 




97308770.3 / 0 839 624 








(74) Representative: Bannerman, David Gardner et al 


(71) 


Applicants: 


Withers & Rogers, 


• 


HONDA GIKEN KOGYO KABUSHIKI KAISHA 


Geldings House, 




MInato-ku, Tokyo 107 (JP) 


2 Hays Lane 


• 


CHISSO CORPORATION 


London SE1 2HW (GB) 




Osaka-shI Osaka 530-6591 (JP) 





CO 

< 

o> 

00 

o 

CM 



(54) IVIolded article and method tor producing tfie same 

(57) An object is to provide a thennoplastic resin 
molded article concurrently having excellent heat insu- 
lating properties, rigidity, and lightness, and to provide 
a method for producing the same. A molded article 
made from a thermoplastic molding material 
comprises : a multilayer structure portion having a sur- 
face layer composed of a non-foamed type of said mold- 
ing material and an internal layer composed of a foamed 
type of said molding material; and a portion composed 
of only a non-foamed type of said molding material. The 
molded article Is produced by injecting and filling an ex- 
pandable thennoplastlc molding material which is melt- 
ed In the heating cylinder that Is adjusted to have the 
temperature of Its tip part higher than that of its rear part, 
into a cavity having a 10 to 95% volume of the volume 
of the molded article, conducting a first cooling until the 
molding material becomes the condition that the surface 
layer contacted with the metal mold is solidified but the 
internal layer is melted, enlarging the volume of the cav- 
ity to the volume of the molded article to foam at least a 
part of the intemal layer, and conducting a second cool- 
ing to take out the molded article. 




(e) 



FIG. 1 



Q, 
lU 



Printed by Jouva, 75001 PARIS (FR) 



EP 1 208 954 A3 




European Patent 
Office 



EUROPEAN SEARCH REPORT 



Application Number 

EP 02 00 1417 



DOCUMEffTS CONSIDERED TO BE RELEVANT 



Catsgoiy 



Citation 



of document with indication. wh|,:|^<bfeln^ 
of re tevan l passages ' ^ - ''^^jk 



Relevant 
todatm 



CLASSinCATlON OF THE 
APPUCATtON (InLCLT) 



US 3 721 197 A (HUGHES J ET AL) 
20 March 1973 (1973-03-20) 

* column 5, last paragraph - column 6, 
paragraph 1; claim 1; figures 5,6 * 

EP 0 664 196 A (HETTINGA SIEBOLT) 
26 July 1995 (1995-07-26) 

* column 4, line 35 - column 5, line 36 
figures * 

FR 2 059 818 A (DAUPHANT PAUL) 
4 June 1971 (1971-06-04) 

* figures * 

FR 2 707 549 A (BERTIN CLAUDE) 
20 January 1995 (1995-01-20) 

* claims; figures * 

US 3 793 415 A (SMITH A) 

19 February 1974 (1974-02-19) 

* claim 1; figures * 



1 



B29C44/04 
B29C 44/08 



1.2 



The present search repon has been drawn up for all claims 



1 



TECHNICAL FIELDS 
SEARCHED (lnt.Ci.7) 



B29C 



3 

s 

i 
s 



Plaoa ol sMToh 

THE HAGUE 



DoLi of cirnplfliion ol ma Marah 

18 April 2002 



Examiner 

Pipping, L 



CATEGORY OF CfTEO DOCUMENTS 



X : parttcutarty relevant ti taken alone 

Y : paiticularty relevant II combined wllh another 

documeni ol the sanie category 
A : tecttnological backgreund 
O : noft-wriien disctosure 
P : intemiedlaiB document 



T : thoory or principio underiyiniQ the tnventcn 
E : earlier patent document, but putHrstiad on, or 

after the nong dale 
0 : document oiled (n the applcatton 
L : docuinenl ched lor other raasons 

a : member of the same pateru family, oorrespomling 
document 



2 



EP 1 208 954 A3 



ANNEX TO THE EUROPEAN SEARCH REPORT 

ON EUROPEAN PATENT APPLICATION NO. EP 02 00 1417 



This annex lists the patent family members relating to the patent documents cited in the above-mentioned European search report. 
The members are as contained In the European Patent Office EDP file on 

The European Patent Office Is (n no way Qabie tor these particulars which are merely given tor the purpose of information. • Tift Br 

^8-04-200^ '^F^^' 





Patent document 




Publication 






Patent family 


PublicaHon 




Cited in search report 




date 






member(6) 


date 


us 


3721197 


A 


20-03-1973 


AU 


3179571 


A 


01-02-1973 










DE 


2155167 


Ai 


15-06-1972 










ES 


196782 


Y 


16-08-1975 










ES 


397134 


Al 


01-05-1974 










FR 


2117252 


A5 


21-07-1972 










GB 


1331687 


A 


26-09-1973 


EP 


0664196 


A 


26-07-1995 


US. 


5437823 


A 


01-08-1995 










AT 


157589 


T 


15-09-1997 










DE 


69405373 


Dl 


09-10-1997 










DE 


69405373 


T2 


08-01-1998 










DK 


664196 


T3 


02-02-1998 










EP 


0664196 


Al 


26-07-1995 










ES 


2108385 


T3 


16-12-1997 










GR 


3025274 


T3 


27-02-1998 


FR 


2059818 


A 


04-06-1971 


FR 


2059818 A5 


04-06-1971 


FR 


2707549 


A 


20-01-1995 


FR 


2707549 


Al 


20-01-1995 


US 


3793415 


A 


19-02-1974 


NONE 



























For more details about this annex : see Officiai Journal of the European Patent Ofllce. No. 1 2/B2 



